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(54) [Title of the Invention] 

Etching method of hard-etched material and semiconductor manufacturing 
method and apparatus using the same 
5 (57) [Abstract] 
[Problem] 

It is aimed that a deposition material generated in etching of an etching 
material is prevented from attaching to a mask, and thus an etching shape is improved. 
[Means to solve the Problem] 

10 When a film is etched with plasma by using the film of a hard-etched material 

formed on a substrate and a mask formed thereon, the mask with a side wall having an 
angle of less than 90 degrees to the substrate surface is used for etching, and thus a taper 
angle of the film to the substrate surface after etching is made equal to or more than a 
taper angle of the mask. 

15 [Scope of Claims] 
[Claim 1] 

An etching method, by which a film is etched with plasma by using the film of 
a hard-etched material formed on a substrate and a mask formed thereon, characterized 
by comprising the step of etching by using the mask with a side wall having an angle of 
20 less than 90 degrees to the substrate surface. 
[Claim 2] 

The etching method as described in claim 1, characterized in that the film is 
formed from any one of Fe, Co, Mn, Ni, Pt, Ru, Ru02, Ta, Ir, Ir02, Os, Pd, Au, Ta205, 
PZT, BST, SBT, A1203, Hf02, Zr02, GaAs and ITO. 
25 [Claim 3] 

An etching method, by which a film is etched with plasma by using the film of 
a hard-etched material formed on a substrate and a mask formed thereon, characterized 
by comprising the step of etching by using the mask with a side wall having a taper 
angle (0) of less than 90 degrees to the substrate surface so that a taper angle (<j>) of the 
30 film to the substrate surface after etching is made equal to or more than the taper angle 
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(9) of the mask. 
[Claim 4] 

An etching method, by which a film is etched with plasma by using the film of 
a hard-etched material formed on a substrate and a mask formed thereon, characterized 
5 by comprising: 

a step of forming the mask so that a taper angle of the mask side wall to the 
substrate surface is less than 90 degrees, and 

a step of etching by using the mask. 
[Claim 5] 

10 The etching method of the hard-etched material as described in claim 4, 

characterized in that the step of forming the mask includes the step of etching the mask. 
[Claim 6] 

The etching method of the hard-etched material as described in claim 5 
characterized in that the step of etching the mask includes a step of adjusting the taper 
15 angle of the mask by adjusting an etching condition of the mask. 
[Claim 7] 

The etching method of the hard-etched material as described in claim 6, 
characterized in that the etching condition is at least one of a composition of a gas 
introduced into an etching chamber and etching pressure. 
20 [Claim 8] 

The etching method of the hard-etched material as described in claim 5, 
characterized in that the step of etching the mask includes a step of adjusting the taper 
angle of the mask by adjusting at least one of the thickness of the film and an etching 
time of the mask. 
25 [Claim 9] 

The etching method of the hard-etched material as described in claim 5, 
characterized in that the step of etching the mask includes the step of adjusting the taper 
angle of the mask by adjusting at least one of a size of a photoresist film formed on the 
mask and the etching time of the mask. 
30 [Claim 10] 
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The etching method of the hard-etched material as described in claim 5, 
characterized in that the step of etching the mask includes a step of etching the mask 
again after cleaning is performed in the middle of the etching of the mask. 
[Claim 11] 

5 The etching method of the hard-etched material as described in claim 10, 

characterized in that the step of etching the mask includes a step of adjusting the taper 
angle of the mask by adjusting at least one of the size of the photoresist film formed on 
the mask and the etching time of the mask before the cleaning. 
[Claim 12] 

10 The etching method as described in claim 4, characterized in that the film is 

formed from any one of Fe, Co, Mn, Ni, Pt, Ru, Ru02, Ta, Ir, Ir02, Os, Pd, Au, Ti, TiOx, 
SrRu03, (La, Sr)Co03, Cu(Ba, Sr)Ti03, SRO: SrTi03, BTO: BaTi03, SrTa206, 
Sr2Ta207, ZnO, A1203, Zr02, Hf02, Ta205 Pb(Zr, Ti)03, Pb(Zr, Ti)Nb208 (Pb, La)(Zr, 
Ti)03, PbTiNbOx, SrBi2Ta209, SrBi2(Ta, Nb)209, Bi4Ti3012, BiSiO x , Bi^LaxTisOn, 

15 and InTiO. 
[Claim 13] 

A semiconductor manufacturing method, by which a semiconductor is 
manufactured by using at least one layer of a hard-etched material formed on a substrate 
and a mask formed thereon, characterized by comprising the steps of: 
20 etching the hard-etched material by using the mask, 

cleaning in the middle of the etching, and 

etching the hard-etched material again by using the mask thereafter. 
[Claim 14] 

A semiconductor device manufactured by the semiconductor manufacturing 
25 method as described in claim 13, characterized by comprising: 
a substrate, and 

at least one layer of a hard-etched material formed on the substrate, 
wherein a taper angle of a side wall of the hard-etched material is changed in 
the middle of the side wall. 
30 [Claim 15] 
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A semiconductor device manufactured by the semiconductor manufacturing 
method as described in claim 13, characterized by comprising: 
a substrate, and 

at least two layers of a hard-etched material formed on the substrate, 
5 wherein a taper angle of a side wall of one layer of the hard-etched material is 

different from a taper angle of a side wall of the other layer of the hard-etched material. 
[Claim 16] 

An etching method, in which a reaction product is attached to a wall of an 
etching apparatus, characterized by comprising the step of attaching the reaction 
10 product continuously to the wall of the etching apparatus until a treatment of at least one 
piece of wafer is finished so that an angle of a side wall of a material to be etched 
formed on a substrate to the substrate surface is set to substantially 90 degrees. 
[Claim 17] 

The etching method as described in claim 16, characterized by comprising 
15 further the step of removing the reaction product attached to the wall of the etching 
apparatus regularly. 
[Claim 18] 

The etching method as described in claim 16, characterized by comprising 
further the step of etching by using the mask with a side wall having an angle of less 
20 than 90 degrees to the substrate surface. 
[Claim 19] 

An etching method, in which a semiconductor manufacturing apparatus is used; 
which is provided with a wafer transport device, a plurality of treatment chambers and a 
plurality of aftertreatment chambers connected to the wafer transport device, a plurality 
25 of lock chambers and an air transport device adjacent to the lock chambers, and in 
which the air transport device can be connected to the plurality of lock chambers and a 
wafer cassette adjacent to the air transport device; the method characterized by 
comprising the steps of: 

performing aftertreatment in any one of the plurality of aftertreatment 
30 chambers after etching is performed on a material to be treated in any one of the 
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plurality of treatment chambers, and 

performing further aftertreatment in any one of the plurality of aftertreatment 
chambers after etching is performed in any one of the plurality of treatment chambers. 
[Claim 20] 

5 An etching method, in which a semiconductor manufacturing apparatus is used; 

which is provided with a wafer transport device, a plurality of treatment chambers 
connected to the wafer transport device, a plurality of lock chambers and an air 
transport device adjacent to the lock chambers, and in which the air transport device can 
be connected to the plurality of lock chambers, an aftertreatment chamber adjacent to 
10 the air transport device and a wafer cassette; the method characterized by comprising 
the steps of: 

performing aftertreatment in the aftertreatment chamber after etching is 
performed on a material to be treated in any one of the plurality of treatment chambers, 
and 

15 performing further aftertreatment in the aftertreatment chamber after etching is 

performed in any one of the plurality of treatment chambers. 
[Claim 21] 

An etching method, by which a film is etched with plasma by using the film 
formed from any one of Pt, Ru, Ir, PZT, SBT, Co, Mn and Fe on a substrate and a mask 
20 formed thereon, characterized by comprising the step of etching by using a hard mask 
with a side wall having an angle of less than 80 degrees to the substrate surface. 
[Detailed Description of the Invention] 
[0001] 

[Technical Field to which the Invention belongs to] 

25 The present invention relates to an etching method of a hard-etched material 

such as Pt, Ru, Ir, PZT, or Hf02, and a semiconductor integrated circuit device including 
the hard-etched material and a manufacturing method thereof, and especially relates to 
an effective technique for etching a side wall of the hard-etched material into a nearly 
perpendicular shape. 

30 [0002] 



[Prior Art] 

Conventionally, an etching method using a photoresist having a taper shape or 
a round head is known as a means for treating a semiconductor element surface. 
[0003] 

5 An etching method using a taper shaped mask is disclosed in the USP 

5,818,107 (JP-A-10-214826) and JP-A-10-223855. Further, an etching method using a 
round photoresist is disclosed in the USP 6,057,081 (JP-A-10-98162). 
[0004] 

However, etching of a nonvolatile material, which is hard to be etched 
10 (hereinafter simply referred to as a hard-etched material), is performed at a high 
temperature, 300°C or more, and thus there is a case where a photoresist cannot be 
employed. 
[0005] 

[Problem to be solved by the Invention] 

15 Now, with miniaturization of a semiconductor element and speedup of its 

operation, it is examined to use a material such as alumina, zirconium oxide, hafnium 
oxide, ruthenium, platinum, tantalum oxide, BST, SBT or PZT for a gate insulating film 
and a gate electrode of an MOS (metal-oxide-semiconductor) transistor, or for a 
capacitor and a capacitor electrode of a memory portion. In addition, iron, nickel, 

20 cobalt, manganese or an alloy of these metals is used for a memory using magnetism 
(MRAM; magneticrandom access memory) or the like. 
[0006] 

Note that materials described below are given as hard-etched materials, for 
example, 

25 Magnetic material: (application: a magnetic disk, MRAM or the like) 

Fe, Co, Mn, Ni and the like 
Noble metal or the like: (application: various electrodes or the like) 

Pt, Ru, Ru02, Ta, Ir, Ir02, Os, Pd, Au, Ti, TiOx, SrRu03, 

(La, Sr)Co03, Cu and the like 
30 High dielectric: (application: capacitor of DRAM (for accumulating charges) or the 
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like) 

BST: (Ba, Sr)Ti03, SRO: SrT103, BTO: BaTi03, SrTa206, Sr2Ta207, 
ZnO, A1203, Zr02, Hf02, Ta205 and the like 
Ferroelectric substance: (application: capacitor of FeRAM or the like) 
5 PZT: Pb(Zr, Ti)03, PZTN: Pb(Zr, Ti) Nb208, PLZT: (Pb, La) 

(Zr, Ti)03, 

PTN: PbTiNbOx, SBT: SrBi2Ta209, SBTN: SrBi2 (Ta, Nb)209, 
BTO: Bi4Ti3012, BiSiO x , BLOT: Bi 4 -xLa x Ti 3 Oi 2 and the like 

Compound semiconductor: GaAs and the like 
10 ITO and the others: InTiO and the like 

[0007] 

These hard-etched materials are hard to be etched compared with aluminum, 
silicon, silicon oxide or the like, and it is particularly difficult to process a side wall of 
the hard-etched material into a perpendicular shape to a substrate, which is a problem. 
15 [0008] 

There are no suggestions about processing the side wall of the hard-etched 
material into the perpendicular shape to the substrate in either known reference 
mentioned above. 
[0009] 

20 Subsequently, a reason why it is hard to obtain a perpendicular etching shape in 

a material to be etched is described as follows, when a chemically stable material such 
as iron, cobalt, manganese, nickel, platinum, ruthenium, tantalum, alumina, hafnium 
oxide, zirconium oxide, or gallium arsenide is etched with plasma. 
[0010] 

25 In a material that is hard to be etched like the hard-etched materials described 

above, a reaction product is generated by etching. The reaction product has a property 
to attach easily to a wall of a material to be etched when reaching it, after the reaction 
product has jumped out of a sample surface into gas phase. Therefore, if the reaction 
product is attached at only the position at which etching proceeds in the material to be 

30 etched, just the etching rate falls substantially, but the reaction product is practically 



attached at any position of the material to be etched. Namely, the reaction product is 
also attached to a side wall on which etching proceeds scarcely in the material to be 
etched, and as a result, etching on a bottom surface on which etching proceeds and 
deposition of a deposition material on the side wall are conducted simultaneously. 
5 Thus, a perpendicular shape to a substrate cannot be obtained in the side wall of the 
material to be etched. That is a reason why the perpendicular etching shape to the 
substrate surface in the side wall of the material to be etched is not obtained in etching 
of the hard-etched material. 
[0011] 

10 The reason why the perpendicular etching shape to the substrate in the side 

wall of the material to be etched is not obtained, is described more in detail referring to 
FIGS. 1A to 2G. 
[0012] 

FIGS. 1A and 2A show an initial state of etching, and an arrow indicating right 
15 direction shows a deposition direction of a deposition material, and an arrow indicating 
downward shows an etching direction. Here, an angle of a side wall of a mask 10 to a 
substrate upper surface (taper angle) 0 is set to 90 degrees. When a very few unit time 
At is passed from the initial state, a bottom surface (an upper surface 21 of a material to 
be etched 20 exposed to plasma) is etched by Ae, and a deposition material 25 is 
20 deposited by Ad on side walls of the mask 10 and the material to be etched 20 (FIGS IB 
and 2B). Because an upper surface part 30 of the deposition material is also etched 
practically, an angle of the part to a substrate surface (taper angle) $ depends on a 
deposition amount (deposition rate) Ad of the deposition material per unit time and an 
etching amount (etching rate) Ae per unit time. 
25 [0013] 

In addition, in a portion 32 right under a mask side wall, etching to a bottom 
surface part 33 of a lower part of the deposition material on the mask side wall (upper 
surface 21 of the material to be etched 20 exposed to plasma) is stopped at the moment 
when deposition of the deposition material 25 to the mask side wall begins. However, 
30 at the moment when an exposed portion of the material to be etched 20 is etched and a 
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new side wall of the material to be etched 20 is exposed in the lower part of the side 
wall of the deposition material 25 on the mask sidewall, the deposition material is 
deposited on the exposed surface. Thus, etching proceeds diagonally and downwardly 
(FIGS. 1C and 2C). 
5 [0014] 

Subsequently, when a unit time At is further passed from the states of FIGS. 1C 
and 2C, deposition of the deposition material 25 proceeds further on the side wall of the 
deposition material 25, and etching also proceeds in the exposed portion of the material 
to be etched 20 in the lower part of the side wall of the deposition material 25 (FIGS ID, 
10 IE, and 2D to 2F). In this way, etching proceeds in a sequence diagonally and 
downwardly, and an etching shape shown in FIGS. IF and 2G can be obtained. Thus, 
a taper angle <}> (<J> < 90 degrees) is formed between the side wall of the material to be 
etched and the substrate surface. 
[0015] 

15 It is the object of the present invention to provide an etching method of a 

hard-etched material that can solve the problem of the conventional technique, and to 
provide a semiconductor manufacturing method and an apparatus using the same. 
[0016] 

Another object of the present invention is to provide a sample surface treatment 
20 method and an apparatus, which enables a stable treatment to a plurality of wafers, or by 
which an taper angle of a material to be etched can be almost perpendicular, in order to 
meet a requirement of miniaturization of a semiconductor element or the like. 
[0017] 

[Means to solve the Problem] 
25 A feature of the present invention is a surface treatment of a sample etched by 

using a taper shaped mask, when a film formed on a substrate is etched with plasma. 
[0018] 

Namely, according to one aspect of the present invention, an etching method of 
a film with plasma by using the film of a hard-etched material formed on a substrate and 
30 a mask formed thereon includes an etching step by using the mask with a side wall 
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having an angle of less than 90 degrees to the substrate surface. 
[0019] 

Thus, according to the present invention, an etching shape with a nearly 
perpendicular side wall can be obtained by using a taper shaped mask or the like in 
5 etching of a material in which a process shape with a perpendicular side wall is difficult 
to obtain. Therefore, it is possible to manufacture a highly functional semiconductor 
device or a highly integrated semiconductor device. 
[0020] 

[Embodiment of the Invention] 
10 Hereinafter, embodiment of the present invention is described in detail 

referring to accompanying drawings. 
[0021] 

FIG. 3 is a diagram showing a whole structure example of a plasma etching 
apparatus to which the present invention is applied. Plasma 105 is generated in a 

15 vacuum container 104 by supplying high-frequency current from a high-frequency 
power supply 101 to a coil 103 through an automatic matching unit 102. The vacuum 
container 104 includes a discharge portion 104a formed from an insulating material and 
a treatment portion 104b, which is grounded. An etching gas such as chlorine is 
introduced into the vacuum container 104 through a gas introduction portion 106, and 

20 the gas is evacuated by an evacuation device 107. 
[0022] 

A sample 108 is put on a sample holder 109. A bias power supply 110 which 
is a second high-frequency power supply is connected to the sample holder 109 through 
a highpass filter 111 in order to raise the energy of an ion which is incident into the 
25 sample 108. An insulating film 112 such as ceramic is provided on a surface of the 
sample holder 109. In addition, a direct current power supply 113 is connected to the 
sample holder 109 through a lowpass filter 114 to keep the sample 108 on the sample 
holder 109 by electrostatic force. 
[0023] 

30 Further, a heater 115 and a refrigerant flow path 116 are provided on the 
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sample holder 109 to control a treatment by adjusting a temperature of the sample 108. 
[0024] 

Typical conditions for etching a chemically stable material such as iron, cobalt, 
manganese, nickel, platinum, ruthenium, tantalum, alumina, hafnium oxide, zirconia 
5 oxide or gallium arsenide by using the apparatus, are as follows. Pressure of the 
apparatus is 0.5 Pa, and the gas to be introduced is mainly chlorine. Although the 
temperature of the sample 108 is different depending on a material to be etched which is 
an object, it is 200 °C or more to 500 °C or less. It depends also on a expected etching 
rate or a semiconductor device to be manufactured, but the temperature of the sample 
10 108 is maintained higher compared with the typical temperature of 0 °C to 100 °C when 
a silicon film, an aluminum film or a silicon oxide film is etched. Thus, there are 
many cases when photoresist cannot be used effectively as a mask material in etching, 
and a hard mask of a silicon oxide or a metal is used. 
[0025] 

15 To solve the above problem in etching of the hard-etched material, namely, to 

perform etching treatment so that a taper angle <|> of a material to be etched can be nearly 
perpendicular angle to a substrate surface, it is important to suppress the amount of a 
deposition material attached to a mask side wall. 
[0026] 

20 As a method to suppress the deposition of the deposition material, there is a 

method of lowering pressure in a reaction container or increasing a flow rate of a gas 
introduced into a reaction container. However, the pressure and the gas flow rate are 
often limited in an appropriate range to obtain a desirable etching property. 
Additionally, limit of the pressure and the flow rate depends on an evacuation ability. 

25 Thus, it is difficult to suppress the deposition of the deposition material by the pressure, 
the flow rate or the like. 
[0027] 

Subsequently, a reason is described referring to FIGS. 4A to 5D, why a process 
shape, in which a taper angle of a material to be etched (an angle of a side wall of the 
30 material to be etched to a substrate surface) <|> is nearly perpendicular, is obtained by 
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using a mask (namely, a taper shaped mask) having a taper angle (an angle of a side 
wall of a mask 10 to a substrate upper surface) 8 of less than 90 degrees. Note that 
FIG. 5A shows a case where the taper angle 9 of the mask is 90 degrees, and a 
deposition material 25 is deposited in parallel to a side wall of the mask 10 as described 
5 in FIGS. 1A to 2G. FIG. 4 A shows a state before etching when the taper angle 6 of the 
mask is set to 90 degrees. 
[0028] 

First, when a process condition is determined, an etching rate of a sample 
bottom surface (a surface 21 of a material to be etched exposed to plasma) is also 

10 determined. When etching is performed using chlorine as the main etching gas, 
chloride (a reaction product) of the material to be etched of the sample jumps out of a 
substrate (material [sic.]) into an etching apparatus (a reaction container). The reaction 
product, which has jumped out into the etching apparatus, is incident to the substrate 
again, and some of the reaction product, which is incident to the substrate, is deposited 

15 on the substrate surface (a mask side wall and a side wall of the material to be etched) 
as a deposition material (FIG. 4B). In many cases, this deposition material can be 
approximated as being isotropic. A deposition rate (hereinafter simply referred to as 
depo-rate) of the deposition material is supposed to be rd. On the contrary, because 
etching mainly depends on a function of an ion, an etching rate at an etching position is 

20 influenced considerably by an ion incidence direction at that position. If the etching 
rate is determined simply by flux of an ion and the etching rate of the sample bottom 
surface to which ion is incident perpendicularly is supposed to be re, the etching rate is 
re x sin a, when an ion incidence angle is a. Here, re is a real etching rate in which no 
deposition material is deposited. 

25 [0029] 

Namely, when the mask side wall is perpendicular to the substrate surface, a 
depo-rate of the deposition material to the mask side wall is rd and the etching rate of 
the sample bottom surface 21 by appearance is re-rd (referring to FIG. 4D). A taper 
angle <|> of the material to be etched is tan <|> - (re-rd) /rd, at this time. 
30 [0030] 



On the other hand, as shown in FIGS. 4B and 5B, when the mask side wall is 
slightly inclined to the substrate surface from a perpendicular direction (a taper angle 9 
of the mask is less than 90 degrees), the depo-rate to the mask side wall is rd because it 
is isotropic, and the etching rate of the mask side wall is re x cos 9. Thus, rd - re x cos 
5 9 is a depo-rate to the side wall when a taper angle of the mask is 9. Therefore, a taper 
angle <|> of the material to be etched is tan<|> = (re - rd)/((rd - re x cos 9) x sin 9) as shown 
in FIG. 4D. 
[0031] 

Under such a condition in which deposition of the deposition material on the 
10 mask side wall proceeds, the taper angle <|> of the material to be etched after etching gets 
larger, as the taper angle 9 of the mask gets smaller. Note that FIG. 4C shows a state 
in which the deposition material is removed after the etching treatment as shown in FIG. 
4B. 
[0032] 

15 If the taper angle 9 of the mask is smaller than 90 degrees, and when the taper 

angle 9 is made further smaller than that in FIG. 5B, the taper angle 9 and the taper 
angle (J) of the material to be etched correspond to each other (9 = <J>), as shown in FIG. 
5C. This state is a condition under which attachment of the deposition material to the 
mask does not proceed. Namely, the deposition material is etched and removed at the 

20 moment when the deposition material is attached to the mask, consequently the 
deposition material is not attached to the mask. When a taper angle of the mask is 90 
and a taper angle of the material to be etched is <J>m, the taper angle of the material to be 
etched does not become larger than <|>m, even if the taper angle 9 of the mask is made 
smaller (namely, 9 < 90), as shown in FIG. 5D. That is to say, as shown in FIG. 5D, it 

25 is resulted in 9 < <j>m in case of 9 < 90, and thus the taper angle 90 of the mask is a 
limited value, which maximizes the taper angle <J> (<J>m) of the material to be etched. 
Note that the mask or a base (the material to be etched) is exposed in the state of FIG. 
5D. 
[0033] 

30 FIG. 6 shows such a relationship between the taper angle 9 of the mask and the 
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taper angle <j) of the material to be etched. Here, rd/re is primarily determined by 
materials of the mask and the material to be etched, and an etching condition (pressure 
in a reaction container, flow rate of a gas introduced into the reaction container and the 
like). Generally, as the pressure in the reaction container is higher, rd/re becomes 
5 smaller, or as the flow rate of the gas introduced into the reaction container is increased, 
rd/re becomes smaller. 
[0034] 

For example, as shown in FIG. 6, the taper angle <j) of the material to be etched 
is increased almost in proportion to the taper angle 0 of the mask, when the taper angle 

10 6 of the mask is reduced from 90 degrees in case of rd/re = 0.5. When the taper angle 
8 of the mask is reduced to about 72 degrees, the taper angle <|> of the material to be 
etched is also increased to about 72 degrees (0 = (|>), which is a state of FIG. 5C. 
Namely, 6 - 00 = <(> = <t>m. Therefore, even if the taper angle 0 of the mask is more 
reduced from this state (0 < 00), the taper angle of the material to be etched is 

15 maintained at (J>m. 
[0035] 

Thus, a line L indicates a limited value 00 of the taper angle of the mask in FIG. 
6. Then, a region A is a region of 0 > 00 where the deposition material is attached to 
the mask and the taper angle <j> of the material to be etched depends on the taper angle 0 

20 of the mask. On the other hand, a region B is a region of 0 00 where the deposition 
material is not attached to the mask and the taper angle <j) of the material to be etched is 
a constant value <|>m independently of the taper angle 0 of the mask. Therefore, for 
example, when the taper angle <|> of the material to be etched is expected to be 70 
degrees in case of rd/re - 0.4, the taper angle 0 of the mask may be set to about 82 

25 degrees. 
[0036] 

Next, a method of forming a mask with a side wall having a taper angle of less 
than 90 degrees is described. 
[0037] 

30 Here, a case in which Pt is etched by using a hard mask of silicon oxide is 
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described as one example. 
[0038] 

(a) First, a method of controlling a taper angle of a side wall of a silicon oxide 
film as a mask by a component of an etching gas or etching pressure is described 
5 referring to FIGS 8A to 8E. A hard mask material 51 such as a silicon oxide film or a 
metal film is formed on a Pt 50, and a photoresist 52 is patterned into a predetermined 
pattern thereon (FIG. 8A). Subsequently, addition gases such as mainly fluorocarbon 
gas and oxygen are used to etch silicon oxide into a taper shape (FIG. 8B). Here, the 
composition of the gas introduced into an etching chamber or the etching pressure is 
10 changed so that the silicon oxide can be etched into a taper shape. 
[0039] 

The etching into a taper shape like this is disclosed in J. Vac. Sci. Technol. A 
14, 1832 (1996), for example. The method of controlling a taper angle of a silicon 
oxide film by a component of an etching gas or etching pressure is described according 

15 to the above literature. Specifically, the taper angle of the formed silicon oxide film is 
changed from 80° to 51° by changing pressure from 40m Torr to 300m Torr, under an 
etching condition in which a photoresist having a taper angle of 86° is used, flow rate of 
CF4 is 20 seem and bias power is 100 W. In addition, under an etching condition in 
which pressure is 40 m Torr and total flow rate of CHF3 and CF4 is 20 seem, the taper 

20 angle of the silicon oxide film is changed from 66° to 84° by changing a component 
ratio thereof (CHF3 in CF4 (%)) from 0 % to 50 %. 
[0040] 

Thus, it is understood that the taper angle of the oxide film can be controlled by 
making use of a fact that an etching rate of the silicon oxide film in a longitudinal 
25 direction is decreased as the pressure is increased, while an etching rate in a lateral 
direction is almost independent of the pressure. 
[0041] 

When the taper angle of the silicon oxide film is formed to be less than 90 
degrees (FIG. 8B), the photoresist 52 is removed (FIG. 8C). Next, the substrate is 
30 transported to a predetermined position in an etching apparatus, and etching is 
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performed (FIG, 8D), thereafter, the mask 51 is removed (FIG. 8E). 
[0042] 

Another etching method for forming a taper angle of a mask to be less than 90 
degrees is disclosed in the U.S. Patent No. 5, 856, 239. 
5 [0043] 

(b) Subsequently, a method of forming a taper angle of silicon oxide as a mask 
to be less than 90 degrees by wet etching is described. Such a method is disclosed in 
Jpn. J. Appl. Phys., Vol. 34 (1995), pp.2132-2136, for example. Namely, a polysilicon 
film 52 having a predetermined pattern is formed on a silicon oxide film 51 as a mask in 

10 etching of a Pt 50 as shown in FIG. 9A, and it is soaked in a HF aqueous solution under 
a constant condition. The polysilicon film 52 is not etched by the HF aqueous solution, 
but the silicon oxide film 51 is etched isotropically in the HF aqueous solution and 
formed into a taper shape as shown in FIG. 9B. Thereafter, the mask 51 of silicon 
oxide having a shape as shown in FIG. 9C is finally formed by etching the polysilicon 

15 film using chlorine C12, fluorine F2, hydrogen hexafluoride SF6 [sic] or the like. 
Then, etching is performed by using such a taper shaped mask (FIG. 9D), and the mask 
51 is removed after that (FIG. 9E). 
[0044] 

FIGS. 10A to 13D are diagrams showing several methods of forming masks 
20 made of a silicon oxide film with the same width (size) but a different taper angle. 
[0045] 

First, a method shown in FIGS. 10 A to 101 is to form masks having the same 
width (size) but a different taper angle by a film thickness of a silicon oxide film 51 as a 
mask and a wet etching time corresponding to it. For example, silicon oxide films 51 

25 of a different thickness Tl, T2 and T3 are formed, as shown respectively in FIGS. 10A, 
10B and IOC. Then, wet etching by HF is performed for a time corresponding to the 
thickness of the silicon oxide film to obtain masks with different taper angles as shown 
respectively in FIGS. 10B, 10E and 10H. Therefore, after the polysilicon film 52 is 
removed, masks with the same width (size) and taper angles 01, 02 and 03 (here, 

30 01>02>03), as shown respectively in FIGS IOC, 10F and 101, are formed. Namely, as 



the silicon oxide film 51 as a mask is thicker in thickness, the taper angle of the mask 

can be set smaller. 

[0046] 

A method shown in FIGS. 11A to 111 is to form masks with the same width 
5 (size) but a different taper angle by a width (size) of a polysilicon film as a mask and a 
wet etching time corresponding to it. For example, forms of Wl, W2 and W3 having a 
different width (size) and a polysilicon film 52 that is a resist [sic] are formed as 
respectively shown in FIGS. 11A, 11D and 11G. Then, wet etching by HF is 
performed for a time corresponding to the width (size) of the polysilicon film to obtain 

10 masks having different taper angles as respectively shown in FIGS. 11B, HE and 11H. 
Thus, after the polysilicon film 52 is removed, masks with the same width (size) and 
different taper angles 94, 65 and 86 (here, 04 > 05 > 06) can be formed as shown 
respectively in FIGS. 11C, HF and HI. Namely, as the width (size) of the polysilicon 
film 52 is smaller, the taper angle of the mask can be set smaller. 

15 [0047] 

FIGS. 12A to 13D show a method of controlling a taper angle of a mask by dry 
etching and wet etching. 
[0048] 

In a method shown in FIGS. 12A to 12C, the polysilicon film 52 is patterned 
20 into a predetermined width (size) W4 first (FIG. 12A), and a part of the silicon oxide 
film 51 is shaved off by a certain thickness Th 1 almost perpendicularly by dry etching 
(FIG. 12B). Thereafter, the silicon oxide film 51 is tapered by wet etching (FIG. 12C). 
[0049] 

In a method shown in FIGS. 13A to 13D, first, the polysilicon film 52 is 
25 patterned into a predetermined width (size) W5 that is different from the width (size) 
W4 (FIG. 13 A), and then a part of the silicon oxide film 51 is shaved off by a thickness 
Th 2, which is different from the thickness Th 1, almost perpendicularly by dry etching 
(FiG. 13B). Thereafter, the silicon oxide film 51 is tapered by wet etching (FIG. 13C). 
[0050] 

30 Thus, if a thickness of the polysilicon film 52 used in FIGS. 12A and 13A is 



supposed to be the same Th, the taper angle of the mask can be set smaller, as the width 
(size) of the polysilicon film 52 is smaller, and the taper angle of the mask can be set 
smaller, as the thickness of the silicon oxide film 51, which is shaved off, is thinner. 
[0051] 

5 It is also possible to control the taper angle of the mask by combining the 

methods described above for forming a taper mask. 
[0052] 

Here, it is described specifically referring to FIG. 18 a case where a Pt film 
with a thickness of 0.5 \xm is etched with the etching apparatus in FIG. 3 by using a 
10 Si02 mask. 
[0053] 

As described above, a gas used in etching is mainly chlorine, and bias voltage 
is applied to a wafer in order to etch. Further, an etching rate of Si02 and that of Pt are 
almost same and thus a thickness of Si02 mask needs to be almost equal to or more than 
15 that of Pt. It is set to 0.5 jim here. 
[0054] 

In an apparatus of FIG. 1, rd/re is equal to or more than a certain constant value 
under a condition in which plasma can be maintained stable, and the minimum value is 
supposed to be 0.4 here. Then, according to FIG. 6, a taper angle of a Pt film is 57° by 
20 etching Pt, when a taper angle of the Si02 mask is 90°. 
[0055] 

Namely, a width y of a Pt bottom surface is larger than that of the Si02 mask by 
approximately 0.3 fjim on each side of xl and x2. It is obtained from xl = x2 = 0.5 \xm 
tan 4> = 0.5 \xm + tan 57°. Therefore, the width y of the Pt bottom surface is y =0.5 
25 ion + xl + x2 = 1.1 (xm, when the whole width of the mask is 0.5 Jim and the Pt film is 
etched by 0.5 jim. 
[0056] 

However, when the Si02 mask obtains a taper angle of 80° by either method 
described above and is etched under the same condition, a taper angle of the Pt film is 
30 70° after etching, and the width y of the bottom surface of the Pt film is larger than that 



of the mask by approximately 0.2 \xm on each side. Thus, the whole width y of the 
bottom surface of the Pt film is approximately 0.9 \xm (y = 0.5 \xm + 0.2 jim + 0.2 jjuti). 
[0057] 

As described, the taper angle of the Pt film after etching gets larger by forming 
5 a smaller taper angle of the mask. In other words, an etching shape can be controlled 
by the taper angle of the mask. 
[0058] 

In addition, when the taper angle of the mask is made smaller (for example, 
60°), a taper angle in etching becomes larger. However, it becomes a condition under 
10 which a deposition material is not attached to the mask and it results in a problem that 
the mask is shaved off. 
[0059] 

Thus, a condition, under which the taper angle gets larger and furthermore the 
mask bottom surface is maintained in the size before etching, is to form a mask whose 
15 taper angle is 90. 
[0060] 

This taper angle 60 of the mask can be expected from an etching result by 
using a perpendicular mask. Namely, it is supposed that (for example, 60°) is 
obtained as a result of etching by using the perpendicular mask. According to FIG. 6, 
20 a value of rd/re (0.37) under that condition can be estimated here. A formula, which 
predicts the taper angle in etching described above, is: 
[0061] 

tan (J) = (re - rd) / ((rd - rex cos 6) x sin 0). In this formula, a value that is 
estimated (in this case, 0.37) may be substituted to rd/re in order to obtain 0 (77°) which 
25 fulfills (j> = 0. 
[0062] 

(c) Subsequently, a method in which a silicon oxide mask with a nearly 
perpendicular (namely, a taper angle is almost 90 degrees) side wall is used but an effect 
of a taper mask is substantially obtained is described referring to FIGS. 14A to 14F. 
30 First, a certain amount, for example, a half, out of desired etching amount of a Pt 50, 

20 



which is a material to be etched, is etched by using a mask of silicon oxide 51 with a 
nearly perpendicular side wall (FIG. 14B). As described above, a deposition material 
55 is attached to the mask side wall of the silicon oxide 51 in this state (FIG. 14B). 
Next, the deposition material is removed (FIG. 14C). A wet treatment by using pure 
5 water, aqueous ammonia, sulfuric acid, hydrochloric acid, alcohol, a mixture thereof or 
the like is typical as a removal method of the deposition material. A taper angle of a 
convex part 50a of the Pt 50, which is a material to be etched, is <|>1 after the removal of 
the deposition material 55. After the deposition material is removed, the remained 
amount of the Pt 50 is etched again, and thus etching of the desired amount described 

10 above is performed (FIG. 14D). At this time, a deposition film 56 is deposited on side 
walls of the mask of the silicon oxide 51 and the convex part 50a of the Pt 50, and the 
deposition film is deposited in the same manner as the first deposition film 55. In a 
side wall of a convex part 50b of the Pt 50 which is shaved off in the second etching, Pt 
is exposed. A taper angle of the convex part 50b of the Pt 50 obtained as described is 

15 (j)2 (here, 4>1 < 4>2). Thus, a substantial taper mask in which a taper angle is <J>1 and 
including the silicon oxide 51 and the convex part 50a of the Pt 50 is obtained by the 
first etching and the removal of the deposition material right after the etching, as shown 
in FIG. 14C. A taper angle of the material to be etched can be almost perpendicular by 
using such a substantial taper mask. 

20 [0063] 

Note that the taper angle of the material to be etched can be much more 
perpendicular angle by repeating etching and the removal of the deposition material like 
this for a plurality of times. There is an advantage that Pt is immediately etched during 
over etching, when not a deposition material but Pt as a material to be etched is exposed 
25 on a side wall in a shape obtained right after etching. Pt, which is a material to be 
etched, is etched after a deposition film is first etched during over etching, in the case 
where the deposition film is exposed. Thus, there is also an advantage that the over 
etching time can be shortened. 
[0064] 

30 A removal method of a deposition material is described hereinafter. 
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[0065] 

As a removal method of a deposition material, a treatment using water in the 
supercritical state or C02, or a dry treatment with an appropriate gas or the like is 
considered in addition to the wet treatment. The dry treatment may be performed by 
5 using the same apparatus (the same reaction container) as in the etching treatment of Pt. 
Further, etching after a certain frequency and etching after the other frequency that is 
different from the former may be performed by using either the same etching apparatus 
(the same reaction container) or a different apparatus (a different reaction container). 
[0066] 

10 As a dry treatment, a plasma treatment of a sample may be performed by 

supplying, for example, oxygen, hydrogen, ammonia, chlorine, hydrogen chloride or 
alcohol to generate plasma. 
[0067] 

As another method for a wet treatment, for example, there is a method of 
15 exposing to carbon dioxide in the supercritical state added with ammonia, alcohol, 
hydrochloric acid, hydrogen peroxide solution or the like. By this method, chloride 
attached to a side wall can be removed. 
[0068] 

In addition, a rinsing or a drying process may be performed if necessary before 
20 or after a removal process of a deposition material. For example, when a wet 
treatment by using chemical is performed as a removal method of the deposition 
material, a rinsing treatment using pure water may be performed thereafter and then a 
drying treatment may be performed. When etching is performed as described, a point 
where a taper angle is (drastically) changed in the middle of a side wall of a mask or a 
25 material to be etched is generated. Alternatively, it is possible to provide a part where 
the taper angle is apparently different in the middle of the side wall of the mask or the 
material to be etched. Note that most metal chloride is water-soluble. 
[0069] 

Subsequently, a case in which the present invention is applied to a 
30 manufacturing apparatus of a semiconductor device is described, referring to FIGS. 15A 
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and 15B. 
[0070] 

A semiconductor manufacturing apparatus shown in FIG. 15A is a 
manufacturing apparatus of a semiconductor device with multi-chambers, which 
5 includes an etching treatment chamber 901, a robot 903 for wafer transport, a load lock 
chamber 904, an unload lock chamber 905, a loader 906 and a stocker 907. A cassette 
908 is put in the stocker 907. When a wafer is treated in the treatment chamber 901, a 
wafer 105, which is put in the cassette 908 under a nearly atmospheric pressure 
condition, is transported to the load lock chamber 904 under a nearly atmospheric 

10 pressure condition by the loader 906, and then the load lock chamber is closed. After 
having reduced the pressure in the load lock chamber 904 to appropriate pressure, the 
wafer 105 is transported to the treatment chamber 901 by the robot 903 for wafer 
transport, and it is etched halfway. Thereafter, the wafer 105 is transported to the 
treatment chamber 902 for removal of a deposition material by the robot 903 for wafer 

15 transport, and a deposition material attached to a side wall is removed. Subsequently, 
the wafer 105 is transported to the etching treatment chamber 901' again by the robot 
903 for wafer transport, and it is etched by desired amount. Then, the wafer 105 is 
transported to the treatment chamber 902' for removal of a deposition material, and the 
deposition material attached to the side wall is removed. The wafer 105 is transported 

20 to the unload lock chamber 905 by the robot 903 for wafer transport. After having 
raised the pressure in the unload lock chamber 905 to nearly atmospheric pressure, it is 
inserted into the cassette 908 by the loader 906. 
[0071] 

As described above, FIG. 15A shows a semiconductor manufacturing apparatus 
25 which includes a wafer transport device (903), a plurality of treatment chambers (901, 
901') and a plurality of aftertreatment chambers (902, 902') connected to the wafer 
transport device, a plurality of lock chambers (904, 905) and an air transport device 
(906) adjacent to the plurality of lock chambers, wherein the air transport device can be 
connected to the plurality of lock chambers and to a wafer cassette (908) adjacent to the 
30 air transport device. A material to be treated is etched in any one of the plurality of 
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treatment chambers, and aftertreatment is performed in any one of the plurality of 
aftertreatment chambers. After that, it is etched in any one of the plurality of treatment 
chambers, and further aftertreatment is performed in any one of the plurality of 
aftertreatment chambers. 
5 [0072] 

Alternatively, a vacuum cassette may be used as shown in FIG. 15B, although 
an atmospheric air cassette is used in the example of FIG. 15A. Namely, FIG. 15B 
shows a semiconductor manufacturing apparatus which includes a wafer transport 
device (903), a plurality of treatment chambers (901, 901') connected to the wafer 

10 transport device, a plurality of lock chambers (904, 905) and an air transport device 
(906) adjacent to the lock chambers, wherein the air transport device can be connected 
to the plurality of lock chambers, an aftertreatment chamber (902) adjacent to the air 
transport device and a wafer cassette (908). A material to be treated may be etched in 
any one of the plurality of treatment chambers, and then aftertreatment may be 

15 performed in the aftertreatment chamber. After that, it may be etched in any one of the 
plurality of treatment chambers, and further aftertreatment may be performed in the 
aftertreatment chamber. 
[0073] 

In addition, although a deposition removal treatment is performed under a 
20 vacuum condition in the description, it may be performed also under an atmospheric 
pressure condition. 
[0074] 

Further, in the above example, two etching treatments are performed in 
different etching treatment chambers 901 and 901', but only the same treatment 

25 chamber 901 may be used for several times. When a different treatment chamber is 
used as an etching treatment chamber, there is an advantage that a stable etching is 
possible under a different condition depending on a film type in etching of a laminated 
film. It is also possible to perform both etching and a deposition removal treatment in 
the same chamber. 

30 [0075] 
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Subsequently, an etching method of a laminated film such as Pt/PZT/Pt, which 
is a memory portion of a ferroelectric memory, with a mask having a substantial taper 
shape by using a method (c) described in FIGS. 14A to 14F, is described referring to 
FIGS. 16A to 16D. In this case, when Pt/PZT/Pt films 61-63 shown in FIG. 16A are 
5 processed in one etching, deposition of a deposition material proceeds inevitably in a 
side wall of these layers 61-63, and a shape described in FIG. 16D is obtained. 
Namely, there is a great difference between a size of a mask 64 and an obtained size of a 
material to be etched. This difference of the size prevents miniaturization. 
[0076] 

10 Thus, etching is stopped to remove a deposition material right before a 

conductive (for example, Pt) film 61, which is located under an insulating film (PZT) 62, 
is etched (FIG. 16B). Then, a taper angle of PZT/Pt films 62-63 becomes <|>3. 
Thereafter, when etching is performed again, a shape as shown in FIG. 16C is obtained. 
A taper angle of the Pt film 61 is <|)4 in this case (here, (J)3 < (J>4). What is characteristic 

15 here is that conductors formed of the same material (for example, Pt films 61,63) are 
formed above and below the insulating film (PZT) 62, however, the taper angles <j)3 and 
<J)4 are different from each other. A taper angle $4 can be set larger than the taper 
angle <|>5 shown in FIG. 16 as a matter of course. 
[0077] 

20 A substantial taper mask having a taper angle of <|>3 formed of the insulating 

film (PZT) 62 and a conductive (for example, Pt) film 63 can be obtained by the first 
etching and a removal of a deposition material right after the etching as shown in FIG. 
16C. A taper angle of the material to be etched can be nearly perpendicular angle in a 
laminated film by using such a substantial taper mask. 

25 [0078] 

In addition, an etching method of a laminated film of an MRAM (magnetic 
random access memory) which is expected as a memory device for the following 
generation, with a substantial taper shaped mask by using the method (c) shown in FIGS 
14A to 14F or the method shown in FIGS 16A to 16C, is described referring to FIGS. 
30 17A to 17D. 



[0079] 

An MRAM includes a laminated film as shown in FIG. 17A. Namely, from 
above, a ferromagnetic material (for example, Co) 76, an insulating film (for example, 
A1203) 75, a ferromagnetic material (for example, Co) 74, an antiferromagnetic material 
5 (for example, FeMn) 73 and base materials (for example, Co and Si) 72, 71. Note that 

70 is a silicon oxide film 70, for example. In MRAM, it is expected to etch these films 

71 to 76 by using one mask. 
[0080] 

In this case, for example, when attachment of a reaction product to the FeMn 
10 film 73 is remarkable compared with that of other materials, etching is stopped to 
remove a deposition material right before etching of the FeMn film 73 is started (FIG. 
17B). Then, a taper angle of the films 74-76 becomes <J> 6. If etching is started again, 
the FeMn film 73 can be also etched to an almost perpendicular shape (FIG. 17C). At 
this time, a taper angle of the FeMn film 73 is (J>7, and <|)6 < (|)7. As described, a 
15 substantial taper mask formed of the films 73 -76 wherein a taper angle is changed in 
the middle as shown in FIG. 17C, can be obtained by the first etching and the removal 
of a deposition material right after the etching and by the second etching and the 
removal of a deposition material right after the etching. By using the substantial taper 
mask 73 - 77 like this, a taper angle (|>8 of materials to be etched 71 and 72 can be 
20 almost perpendicular angle in a laminated film such as MRAM (here, $6 < <j>7 < <j>8). 
[0081] 

Mainly Fe, Co, Ni, Mn or a compound thereof is considered as a ferromagnetic 
material and they are known as a hard-etched material. Note that 77 is a mask in a 
diagram. 
25 [0082] 

In the above mentioned example, a method for devising a mask shape or a 
substantial taper mask shape is described in order to form a side wall of a material to be 
etched into an almost perpendicular shape. The present invention, which will be 
described below, however, is a method for forming a side wall of a material to be etched 
30 into a perpendicular shape by changing an etching condition. 
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[0083] 

As described above, a taper angle in etching is determined by rd/re, which is a 
ratio of a depo-rate rd to a side wall of a mask or a material to be etched and an etching 
rate re of a bottom surface. As rd/re is smaller, the taper angle of the side wall of the 
5 material to be etched can be closer to perpendicular. 
[0084] 

So far, etching is performed under a condition in which a deposition material is 
unlikely to be attached to a wall of a vacuum container (104 in FIG. 3), but it is 
effective to lower the concentration of a reaction product in the vacuum container in 

10 order to reduce attachment of a deposition material. To reduce the concentration of the 
reaction product in gas phase under a condition in which no deposition material is 
attached to the wall of the vacuum container, there are only two ways whether the 
reaction product in gas phase is evacuated outside the vacuum container or it is made 
attach to a side wall of a mask or a material to be etched. Thus, practically, the 

15 concentration of the reaction product in gas phase is maintained high under a condition 
in which no deposition material is attached to the wall of the vacuum container. 
[0085] 

However, impedance of a load 115 is lowered in FIG. 3 and current flowing to 
an electrostatic coupling antenna 118 is made small so that a reaction product is easily 

20 attached to a wall of the vacuum container 104. The concentration of the reaction 
product is lowered because the reaction product in gas phase is attached to the wall of 
the vacuum container at this time, thus the amount of the reaction product, which is 
incident from gas phase to a wafer, is reduced. Accordingly, deposition of a deposition 
material on a side wall of a mask or a material to be etched is reduced, and thus an 

25 almost perpendicular shape of the side wall of the material to be etched can be obtained, 
even if a mask with a side wall of almost 90 degrees is used. 
[0086] 

However, when the deposition material is attached to the wall of the vacuum 
container, a condition of plasma is changed or particles can be generated, thus it is 
30 necessary to remove the deposition material regularly. Therefore, for example, a 
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removal treatment of the deposition material (namely, a treatment to increase the current 
flowing to the electrostatic coupling antenna 118 or the like) is performed every time 
after a treatment of one or a plurality of wafers is finished. 
[0087] 

5 Here, a temperature of the wafer holder (sample holder) 109 may be made 

higher than in etching not to attach a deposition material to the wafer holder 109 so that 
the deposition material is immediately evacuated outside the vacuum container 104. 
On the contrary, the temperature of the wafer holder 109 may be lowered to attach the 
deposition material actively to the holder or the wafer on the holder so that the 
10 deposition material is not reflected from the holder or the wafer on the holder, and thus 
the deposition material is prevented from attaching to the wall of the vacuum container 
again, which promotes evacuation of the deposition material. 
[0088] 

[Effect of the Invention] ^ 
15 According to the present invention, in etching of a material in which a process 

shape with a perpendicular side wall is not easily obtained, an etching shape with a 

nearly perpendicular side wall can be obtained by using a taper shaped mask or the like, 

and thus a highly functional semiconductor device or a highly integrated semiconductor 

device can be manufactured. 
20 [Brief Description of the Drawings] 

[FIG. 1] A cross-sectional view to describe an etching treatment by using a mask with a 

perpendicular side wall. 

[FIG. 2] A cross-sectional view to describe an etching treatment by using a mask with a 
perpendicular side wall. 

25 [FIG. 3] A diagram showing a whole structure example of a plasma etching apparatus to 
which the present invention is applied. 

[FIG. 4] A cross-sectional view to describe an etching treatment when a taper angle 9 of 
a mask is supposed to be less than 90 degrees. 

[FIG. 5] A cross-sectional view to describe an deposition condition of a deposition 
30 material to a mask side wall and a relationship with a taper angle <J> of a material to be 
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etched, when a taper angle 6 of a mask is gradually reduced from 90 degrees. 

[FIG. 6] A diagram showing a relationship between a taper angle of a mask and a taper 

angle of a material to be etched. 

[FIG. 7] A diagram showing a relationship between a taper angle of a mask and a taper 
5 angle of a material to be etched in a region where the taper angle of the mask is less 
than a limited value and in a region where it is equal to or more than the limited value. 
[FIG. 8] A diagram to describe a method of controlling a taper angle of a mask by a 
component of an etching gas or by etching pressure. 

[FIG. 9] A diagram to describe a method of controlling a taper angle of a mask by wet 
10 etching. 

[FIG. 10] A diagram to describe a method of controlling a taper angle of a mask by wet 
etching. 

[FIG. 11] A diagram to describe another method of controlling a taper angle of a mask 
by wet etching. 

15 [FIG. 12] A diagram to describe a method of controlling a taper angle of a mask by dry 
etching and wet etching. 

[FIG. 13] A diagram to describe another method of controlling a taper angle of a mask 
by dry etching and wet etching. 

[FIG. 14] A diagram to describe a method to substantially obtain effect of a taper 
20 shaped mask by using a mask in which a taper angle is nearly 90 degrees. 

[FIG. 15] FIG. 15A is a block diagram showing a structure example of a manufacturing 

apparatus for a semiconductor device to which the present invention is applied. FIG. 

15B is a block diagram showing another structure example of a manufacturing 

apparatus for a semiconductor device to which the present invention is applied. 
25 [FIG. 16] A diagram to describe a method to substantially obtain effect of a taper 

shaped mask in a ferroelectric memory by using a mask with a taper angle of nearly 90 

degrees. 

[FIG. 17] A diagram to describe a method to substantially obtain effect of a taper 
shaped mask in MRAM by using a mask with a taper angle of nearly 90 degrees. 
30 [FIG. 18] A cross-sectional view to describe an etching treatment by using a mask with 
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a perpendicular side wall. 
[Explanation of Reference Numerals] 
10 mask 

20 material to be etched 
5 21 upper surface of material to be etched 
25 deposition material. 

30 upper surface portion of deposition material. 



(Explanations in the Drawings) 
10 [FIG. 3] 102: Automatic matching unit 
106: Gas introduction portion 
107: Evacuation 
115: Load 
[FIG. 4] A: Before etching 
15 B: After etching 

C: After removal of a deposition material 
[FIG. 5] A: Parallel to a mask side wall 

B: A deposition material is exposed 
D: A mask or a base is exposed 
20 [FIG. 6] Horizontal axis: A taper angle of a mask, Region A 

Vertical axis: A taper angle of a material to be etched, Region B 
[FIG. 7A] Region A 

An exposed surface is a deposition material. 

A deposition material is attached to a mask. An etching taper angle <|> 
25 depends on a taper angle 0 of a mask. 

[FIG. 7B] Region B 

An exposed surface is a base. 

A deposition material is not attached to a mask. An etching taper angle (j) is 
constant independently of a taper angle 6 of a mask (<|>m). 
30 [FIG. 8] A: Photoresist 
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[FIG. 10A, 10D, 10G] Polysilicon 

[FIG. 17] (From above) A ferromagnetic layer, an insulating layer, a ferromagnetic 
layer, 

an antiferromagnetic layer, base layers. 
[FIG. 18] (From above) A mask, a PT film. 
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10 [Amendment 1] 

[Documents Amended] Specification 

[Items Amended] Scope of claims 

[Method of Amendment] Modification 

[Contents of Amendment] 
15 [Scope of Claims] 

[Claim 1] 

An etching method, by which a film is etched with plasma by using the film of 
a hard-etched material formed on a substrate and a mask formed thereon, characterized 
by comprising the step of etching by using the mask with a side wall having an angle of 
20 less than 90 degrees to the substrate surface. 
[Claim 2] 

The etching method as described in claim 1, characterized in that the film is 
formed from any one of Fe, Co, Mn, Ni, Pt, Ru, Ru02, Ta, Ir, Ir02, Os, Pd, Au, Ta205, 
PZT, BST, SBT, A1203, Hf02, Zr02, GaAs and ITO. 
25 [Claim 3] 

An etching method, by which a film is etched with plasma by using the film of 
a hard-etched material formed on a substrate and a mask formed thereon, characterized 
by comprising the step of etching by using the mask with a side wall having a taper 
angle (9) of less than 90 degrees to the substrate surface so that a taper angle (<(>) of the 
30 film to the substrate surface after etching is made equal to or more than the taper angle 
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(9) of the mask, 
[Claim 4] 

An etching method, by which a film is etched with plasma by using the film of 
a hard-etched material formed on a substrate and a mask formed thereon, characterized 
5 by comprising: 

a step of forming the mask so that a taper angle of the mask side wall to the 
substrate surface is made less than 90 degrees, and 

a step of etching by using the mask, 
[Claim 5] 

10 The etching method of the hard-etched material as described in claim 4. 

characterized in that the step of forming the mask includes the step of etching the mask. 
[Claim 6] 

The etching method of the hard-etched material as described in claim 5, 
characterized in that the step of etching the mask includes a step of etching the mask 
15 again after cleaning is performed in the middle of the etching of the mask . 
[Claim 7] 

The etching method of the hard-etched material as described in claim 4^ 
characterized in that the film is formed from any one of Fe. Co, Mru Ni, Pt Ru, Ru02, 
Ta. In Ir02, Os, Pd, Au, Ti, TiOx, SrRuQ3. (La. Sr}Co03. CufBa. SrVTi03. SRO: SrTi03, 
20 BTO: BaTi03. SrTa206. Sr2Ta207. Zn(X A1203. Zr02, HfOZ Ta205. PbfZn TD03. PbfZr. 
Tf)Nb208. fPb. LaVZn TO03. PbTiNbOx. SrBi2Ta209, SrBi2(Ta. Nbte09, Bi4Ti3012, 
BiSiOx, Bi^ I* 2 ThO i9. and InTiO. 
[Claim 8] 

A semiconductor manufacturing method, by which a semiconductor is 
25 manufactured by using at least one layer of a hard-etched material formed on a substrate 
and a mask formed thereon, characterized by comprising the steps of: 

etching the hard-etched material by using the mask, 

cleaning in the middle of the etching and 

etching the hard-etched material again by using the mask thereafter. 
30 [Claim 9] 
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A semiconductor device manufactured bv the semiconductor manufacturing 
method as described in claim 8, characterized by comprising: 
a substrate, and 

at least one layer of a hard-etched material formed on the substrate, 
5 wherein a taper angle of a side wall of the hard-etched material is changed in 

the middle of the side wall. 
[Claim 10] 

An etching method, in which a reaction product is attached to a wall of an 
etching apparatus, characterized bv comprising the step of attaching the reaction 
10 product continuously to the wall of the etching apparatus until a treatment of at least one 
piece of wafer is finished so that an angle of a side wall of the material to be etched 
formed on a substrate to the substrate surface is set to substantially 90 degrees. 
[Claim 11] 

The etching method as described in claim 10 characterized by comprising 
15 further the step of removing the reaction product attached to the wall of the etching 
a pparatus regularly. 
[Claim 12] 

An etching method, in which a semiconductor manufacturing apparatus is used; 
which is provided with a wafer transport device, a plurality of treatment chambers and a 
20 plurality of aftertreatment chambers connected to the wafer transport device, a plurality 
of lock chambers and an air transport device adjacent to the lock chambers, and in 
which the air transport device can be connected to the plurality of lock chambers and a 
wafer cassette adjacent to the air transport device; the method characterized bv 
comprising the steps of: 

25 performing aftertreatment in any one of the plurality of aftertreatment 

chambers after etching is performed on a material to be treated in any one of the 
plurality of treatment chambers, and 

performing further aftertreatment in any one of the plurality of aftertreatment 
chambers after etching is performed in any one of the plurality of treatment chambers. 

30 [Claim 13] 



An etching method, in which a semiconductor manufacturing apparatus is used: 
which is provided with a wafer transport device, a plurality of treatment chambers 
connected to the wafer transport device, a plurality of lock chambers and an air 
transport device adjacent to the lock chambers, and in which the air transport device can 
5 be connected to the plurality of lock chambers, an aftertreatment chamber adjacent to 
the air transport device and a wafer cassette: the method characterized by comprising 
the steps of 

performing aftertreatment in the aftertreatment chamber after etching is 
performed on a material to be treated in any one of the plurality of treatment chambers, 
10 and 

performing further aftertreatment in the aftertreatment chamber after etching is 
performed in any one of the plurality of treatment chambers. 
[Claim 14] 

An etching method, in which a film is etched with plasma by using the film 
15 formed from any one of Pt, Ru, Ir, PZX SBT. Co, Mn and Fe on a substrate and a mask 
formed thereon, characterized by comprising the step of etching by using a hard mask 
with a side wall having an angle of less than 80 degrees to the substrate surface. 
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— h (deposit ion rate)t^"t") ^rdtt^i. — 7j. 
X-y5=->i/fi£,i;LT< *>©<»£{-<}: 5<£>T\ Iyf 
> y**&&©T<ZM * XDASt^A^O^fiTCOX y 

?->yu-Hc*#< wwicx^u-m* 

^fi«CA#tT£S**4fi£®<9X-y^- r-£ r e tt5 

xsinam CdT. r e li-x^^ltW Ltel* 

[0 0 2 9] -Tfcfc)*.. ^X^WffiQfi^S^ffiiCttL 

rdTSO. K*4J£®2 1 ©H^ttroXy^U— h»4 r 
e-rdTfcli (El 4 D#ff2) . CWi:^, ftXyftt 
(D^— n— ^ft<f>li 
t an$= (re-rd) / rd 

[0 0 3 0] — 13 4 B. 5 Bir^-TiplC. 
©<8HS^S«*®»cSit 75:75 (fi]75^^-r^Jcffiv^T^5 
(VXi7©?-/1-ftft<9^9 Og*i) 

-77.i7CD#Jg<DX .y5 1 U-— h« r e X c o s 9Tfe5. 
S£oT. rd-rexcos9m?(0f-/t-ftg 
^dT^^^Wfiilg^Wx^U— FT**, lot, 
^X-y^cDT— /1-£ft<M4ia4 DlCm-Ti^lC 

tari(f>= (re— rd) / ( (rd— reXcos 

6) X s i n d) 

[0031] z\<D^o\z^x^<Dmm\zy : ^(Dmmf^ 

X y 9- > ^^»«X y 3-mV>7—rt- m ft d> 
«A^</^5. ft*5. 04 Clii4 BJCTKf.t^^Xy 

^>y«as?^. ^jtftt*** Lfe^^jK-r. 
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[0 0 3 2] 7X?©f-n-Me$9 0m.JzK>'h2 
-fc«X-y3 1 «(E>^-/'S-:ftg<fra*-SE-f.5 (0=<J>) . 

-Hectic. cn&±Txi'C9f-/t-ftse^h$< io 

(BP*>0<0O) L-Tfc, Sx-y^ttco^-A-ftgte 

^-A—a£<pSrg*: (<J>m) f?2>mftm£tzZ>. & 

(0 0 3 3] ^©±p&YX?©r-/1-ftS6l 
«k?IC&-£>. uutrd/reB77?, &Xy^>y 20 

-So — ttfc, £^^<£EEft#;lK&-5*§r d/r e 

§<S5ird/r eli*S<45. 
{0 0 3 4] i6l;S$n^<k^l;, Mil rd/r 
e = 0. 5CDS-&IC«. VX?©f-A-M9J9 0 

^tt<D7—n-fHm.<t>*>m7 2S$T-ifflnL (0 = 

*) , 0 5 COtK&IC&S. gp-£, 0 = 6> 0=4> = (t>m 

t/s-s. tot, 7x^©f-/^-ftge j cnK±M 

'>LTfc (<9<<9 0) . tiLy-v^ttnT-rt-ftrntb 

[0 0 3 5] fcT, 06{C*5UT. iggLliTXi/©^ 

Attfl>9 0OlS«T, VX£lCx##>A<tt#U &x 
•;/ ?tt<D7— A— AS <f> te^X ^ 0 Ti* 

tt^aBFttf. &x^tt©^-A-;fcgcMivxi7(Z> 

rd/re = 0. 4CDS^i:tt, SlyftfO 
f-^S*?: 7 0SIC^Lfcli«'&(Cti. 77? 

[0 0 3 6] Jfciffc:. fflgOr— A-ftg75<9 0S*g§ 

[0037] ::ttt, -mtLT. Ptsifty'j^ 

><DA- K-7X^€rffl^TX y5 L >yT-5«-&{C-p^T 
2SHJ-T^ 0 50 
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[0 0 3 8] (a) 5fc-f\ X-y^^XOfifc^Xy 

<r>7-—/t— AS.^MT^mz-o^x^8 A - 8ES 
#B§LTiSH^-T-5. P t 5 0Ji(^k->'J3>BI*-l>U 
te£Jg^&<h*<9A-KTX57**5 1 £J&6fcU -e-W±lc 
7* Hl/yXh5 2«:BIt^<©/^->IC/1^-x>^T 
(08A) . #t;:3k<*:LT:7Dn;*j-#>3i<D;tfx*> 
£Dqgiftfc<t*<z>gsiji];tfx£fflUT. ®Kfc->U zi>£^— 

/1-J&«{CX y?>^-rS (08 B) . CWt^X-y^ 
> ^ -V > A— A"T -5 #X CD&fi££^ 0 0 . 

{0 0 3 9] CCD<fc?&^-A — MVt^C03L 
te. J. Vac. Sci. Technol.A 14, 1832 (199 

^j&fl-^x y 5=- > yffi^J IC <fc 0 SHfc -> 'J 3 >Bi« ^— A 

&}\Z\Z, f-/^SA58 6° O^hi/vXhi&fflU, C 
F4CDS!tg^2 0 s c cm. A-f 1 0 OW 

tVipx->5 L >y^#«C*3l,iT. ff*j£4 OmTo r r 
*f,3 0 0mTor r«ft$t^CtT, Jgfi£^n-5 
SftyU3>IOf-/VM^8 0° i^5r tr^ 
£/t. ffi^J^4 OmTo rr. CHF3iCF 
4 <E>iig«tga* 2 0 s c cmt^-SX-y^^&ftlcis^ 
T-?-(DB£^H: (CHF3 in CF4 (%) ) S0%*^5 0 

%\zmtt* j &z>z.izT. mt->>j^>me>9—rt-&m 

#6 6° A^84' 
[0 0 4 0] C©<fc?{C. K^->>Jn>K(75Sl^rj4WX 

•y ^ > ifmmtE-ti izmzmMmtzviztt v . ji^tf 
jot •& s ^ysrsiwx y 5=- > y^s^«'>-r-5 c t. & m 

[0 0 4 1] K<t->U3>^CD^-A-ftS^9 0«* 
SS(CJgfi£T#fce> (IE18B) . 7*l-UyXh52$i 
(0 8 C) . *lC*S«*X-y5 1 >^Srtwm 
^W&MfcSSML. X.-y^>iftffit£i?tl (I8D) . 
VXi7 5 1 <Dm£tfftt<Zl0t\2> <I3 8E) . 
[0 0 4 2] •?7,Cr<D7—rt-ftm&9 0fi*ii(Cf^fiE 
T-5^*Oft!l<7)Xy^>^ft<t LTfJ, U.S. Patent 
No. 5, 856, 239IC7f;£ftT<^-5. 
[0 0 4 3] (b) ■>i7H7fl:<t'97Xi' 

<t LT©K-ft-> 'j n ><z>t— a— as«- 9 o m^.mzm 

n. J. Appl. Phys., Vol. 34 <1995), pp. 2132-2136 
lZffl7H2tlT^Z>. IP*.. 0 9 AlC^-r«tplC. P t 5 
0 «rX >5 1 >^'T-5(SC0VX^<t LT<73S?{t >U n>Jg 
5 1 CD±1Cr)tS©A^->C07}?iJ->'J 3>gg5 2€rfgfi£ 

3>BI5 2«HF7Kit®T-x y5 1 >y$n/ l «cu^. K{b 
->U3>fgS5 l«HF7K^T^«J(CX-y^>^$ 



( 

II 

mmc I 2&-g>Mi#3£F 2 ^Ajfeft:*^ S F 6ft 

mzm 9 ce> «k ? ^>K<t-> u ^ ><avx v 

VX^^ffll^TX-y^>y^fTftt>n (09 D) . -?-<£> 
?£. ?Xi? 5 1 <Dm£D v fTK.t>nZ> (@9E) . 
[0044] 110A-1 3Dti. |I]U*I (f-fX) X' 

[0 0 4 5] 5fe-T. m 1 0 A- 1 OlfC^-f^&te. -7 

^wl-:fcg©VX^£J&J5rr&fc<Z>T<&-5, t»J;Uf. 

01 oa, iod, i oGtc^n^-'n^-r^icsft-sjp 

£T1> T2, T 3<D^<t->'J 3/15 1 £J£j£LTi5 

n^acOP^IC^Ufc^fFBl/fftffft^t, @1 OB, 1 
0E. 1 0HIC^n^*n^T«fCg&-5^-A-;f|gCO 

5 2©RfcS£ff ^t, Ell 0C, 10F. 1 0 I IC^cT 

miz^n^nmwg w-rx) t-r-A-ftge i» 0 

2. 0 3 (CCT, e l>9 2>e3) ©YX^^M 
T-#&. fiP^> -7X^<hLTtf>8Ht:->'J=i>Bt5 

[0046] 01 1A-@1 1 I iC^-r^tete. TX^ 

T-fe-s^'j^ua^^ti (-9--fX) t. -^ntc^Ufc 

1 1 A. 11D, 11 GIC^tl^n^TltlCS^^ti 
(If-fX) W 1 . W2, W3®7^-A,!:l/yXhTS 
5* l Jy | j3>I5 24MLT^, *:<D'&. HFJCfc 
•S^x-y hX-y5 L >y^*U->U=I>IKOti (-fr-fX*) 
lO&UifcPSIH^tfT&pt. 01 IB. HE. 11H 

T#£. Hot, ^-<D?£. #'JyU3>I5 2<D|5£3c£: 

not. mi i c. iif, lii ic^-r^ic^-n-e-'n 
nun dt-rx) tf-^-ftse4. 05, 96 d 

CT, 0 4>0 5>0 6) OVT.^JK/fcT^S. BP 

X^ ©5=— /t-^SSr'i^ < k^T^-S. 
[0047] I12A-13DltH7'fl?f<!:'>i7 
K X y J: 0 -7X £ <7)^-/t-ft &£»]flp-r*:£J£-?? 

[0048] B12A-12 C IC*-T*ffi(C45^Ttt, 
5fc-f\ #U >U 3>Bl 5 2 (IMX) W4K 

M*-->^L (HI 2A) > -t<0», K?<Xyfi: 
cfcOSHLv-UuVBlS 1 ««r«lSSifil::**JPST 
hlfc'ttBO (01 2 B) . -eco?g. ^i7hl7^ 
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$>z> (mi 20 o 

[0 0 4 9] 113A-1 3DI3^-T^S{C*5^T^. 
5te-r\ >J~>'Jxi>Bl5 2£JtgS<S (-*<%) W4<hte 

3A) , F5<Xy^(Cct91MI:->U:3>tt5 
l©-»SB«Sit^±EJP*Th 1 <h T 
h2CWJ0 (Hi 3 B) . -t<B8L 

10 (il3C) o 

[0 0 5 0] Z<D<£o\Z. B12A, 13Atffltifc# 
•Jy'j3>R5 2©fSttBi;Tht*-5 4:t4t, # 
U->'J:n>Bt5 2<Z>IS W<X) &'btS^te£^X?<D 
r— ^-ft«t/hS<KftT#, Bft->U3>R5 1© 

[0 0 5 1] ±iB<E>cne><7)^— A<— -7**»J*#tt£ 

20 [0 0 5 2] C.eiTftf*:WJCSi02(D"7X^S:fflliTjP* 
#0. 5 MmOOP t K$BI 3 ©X75 L >^lSffl^T 

[0 0 5 3] Hfi3i£>cJ;5tC, X^^>y(7)(S{Cffl^^^f 
5 wmit^, 

[0 0 5 4] 0 1 OSBlC&^T, 
30 »T***ftT»4. r d/r ete&*-£ffiJ^±£& 
0. CCTIJfOi/M^O. 4<fT^>. £CD<h#, H 
6«C«tntfSi02^X^(^)T— /t— ft«**9 0° <£><h€\ 
P t ^X7f>mC(hl:J:oTP tS(Z)f-A-ft 
ftttS 7 0 

[0 0 5 5] IP'S* P t COjgffiCOtly Si02VX^<7) 
frftxl, x2OTn?nT*l!lO. 3^mActt 
^c^<^^p ^n^x l=x2 = 0. 5Mm^tan<f> 
= 0. 5 um + t a n 5 7 0 7&^**^o tJ£oT, 7X 
^CD±«@^0. 5//nri(i:t5<!:, Ptl&0. 
40 ttX^^>^-t J 5<t, P t <7)fl£fflO*lytty = 0. 5 m 
m+xl+x2=L 1 AtmtC^t^o 
[0 0 5 6] <hd^>^. mJ^O^"rn^O^ffiTSi02CD 

AKtt7 0°t, P tm<Df&m<Dmyte* TX^OISJ; 
0, M-fflTWO- 2/im3Eltt*<45. foL Pt 
BI<Z>IiEffi^Sytt/KlO. 9//m(y = 0. 5//m + 
0. 2fim+0. 2 urn) iifeZ>o 
[0 0 5 7] CCOJ:^(IVX^cO^-/S-^g^/h$ < 
50 t^Cit, X^^>y<7)?^C0P ti^f- /^-^JS^ 
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[0 0 5 8] $<=>»X. 7X?©f- /t— ftSSr/h$<T 
(fctAtf6 0° ) . Iyf>^f-A-ft©J 
*i* < ft<5#. V7.i7 Lft:^&mxft:.5 

[0 0 5 9] LtAbT, /X— ft: 0. 

[0 0 6 0] dOT^i'fflf-A-ftSfloa, io 

<f> (1t£jUi6 0 9 ) ^fetlfctn. CO<h#06 
fC«fc0. ^frf©rd/re©tt (0. 3 7) T^Jft 

[0 0 6 1] t a n <f> = ( r e - r d) / ( ( r d - r 
eXcos0) Xs in9) 

IX. rd/defcitJeL&tt (uO^O. 3 7) Sft 
AU * = 0S:lfcte (7 7° ) &$tlsbtlti£^. 20 

[0062] (c) mz, mmmmmmu y 

-/1-^l«»«««9 Og©) mk~s*) 3>CD7X?Sffl 

ICX5UT01 4 A- 1 4 FSr#!$L.T!&BJ!-r-5o £"f, 
«ia«SlSIBS:Wt-> 'J n > 5 1 ®7X * £ffl<^T& 
X7 5 1 >^T*5P t 5 0<DWim.(DJLy^>ifm<Do 

■zmizm. mx-ii* ^tzn^yj-y^^ (014 

B) . ±.%^tz£.o\Z. CC«iTHifc->'J3>5 1 

CDTXi7CD#]MlCx^#»5 5*%f LTM (0 1 4 

B) . #tC5^^<Z>R£5&£fT5 (0 1 4 C) . ;Ot* 30 

«. 8X7f>^tfC»4P t 5 0tf>£igB5 0 a ©x- 
A-ftgfi* 1 x P t 5 Olx 

CDft©X-y^>^^fr^ (0 14D) . d©<t#^t-> 
gn>5 1 CDy'T.^&tfP t 5 0CDOSB5 0 a ©ffiijglx 
tex#IBl5 6#*t«LT:fc9, ^-(DxtfBlteS^©^* 

is 5 iimimv£ j j\zmm-rz>o 2isi0X7f->i' 40 

TB"J6nfcP t 5 OOflg&S 0 bWfflilBtiP t tfm\hT 
•5. d-p LTttbtXJt. P t 5 0©Og$5 0 bCOx— 

-&mt<t>2 izuz> (i't, </>i<<i)2) . ;©io 
ix, 1 ®acox-y^>y*5J;U : ^-^iS^»7 r #^)r#*(c 
iot. 0 1 4 C lX^"t<i: 5 IC mitzy'J XI > 5 1 Rtf 
P t 5 0©dbg&5 0 a -5. t— /X-ftgEA** 1 

<D, SaW&f- /t-7XJ'^^n4. CLCD.fc-pftSl 
ft Wft-r- /X- ^ X ? t» -5 C £ IX <fc 0 MX y ^ > y 
« W =r - > 1 - ft £ * £ E ( X ifi l< >ft tt. t. L n %> Z\ 1 1 X ft: 
•5. 50 
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[0 0 6 3] ft.*5. Z<D£?UX.-yT>>fiiT-#V3m3x 

?>^ia^!^^ns^^T. fiilgiCx*T»ift:<Mx 

^PtJC-rClCP t #x-;/^>y£*U><i:^5* g •;/ KA< 
xtfBt^gfcBLTtA-S.JI^IXtt. ^-A-X-y?- 
P#fx£^#lgl£x-y3 i >yLTa^. Sl7f>^« 
T&5P t Zliy^yif-rzZiilZfcZ. Lfcrt^T, 
^--A*-X-y^Btr^S-e<T-#-S><i:U5^ g ht>$> 

[0 0 6 4] ^^tCx##l0^7jteJXX)UTIttHJ-r 
•5. 

[0 0 6 5] x#^JW|^*7jtt<i:LT«^x-y 
MtX. i@[£#Mm©*^C0 2£^fc$n : S-S>. 9«ft: 

P t CDX^>y&g<hH-©#UIi£g (IH-CDS 

X -y 5=- > ^ ifffiCDlsI©: S ©I y ^ > >?i$m— OX y =f- > 
(Rl— OElKeS) £ffl^T*>«J<E>X-;/?>yg 

[0 0 6 6] K7-f®liLTIt ^J^.«. Sf*. * 
\ZLT&^o 

[0 0 6 7] ^i7h«©giJ»M<!:l/T«. MpL 

«. mmftVimo-mt&imizT >=e-t . y;i/xi- 

;k tttt. jl^k*^*ft:<h*S:^JraL> u cfcro(X$f,-r7j 
[0 0 6 8] Sfc. ^SICJSUT. xJtf<8j<BRfe£lgW 

!XX-y5 1 >y^fT : ft:pi. 7X?tfcttax 7 5 : >y« 
W<|i|gcr)^1'Tx->'t-ft«^ C#.»IX) ^fkf-S^ 
#SE-r ZZ.HZ ft: «. *«^I4. TX^Sfc(4KX-y^ 

>?tt<Dmm<D&<pT'T-^-ftmtfw*>fr\zg i £t.2>& 

ft£W>tt2>Z\iitf-5jm£ts.Z>* ft*5. Il^:^<!:©^© 

[0 0 6 9] *l;*g^i$fSfl£r/H XSJii^MlX 
IfflLfc^CO^TMl 5A. 1 5 B£#!lLT!ftBJ§ 

[oo7o]0i5 Aiziik-rmmtew&mmte. ^sv^ 
y«aa^9oi. ^x/\iifflD# 7 K9 0 3, d-h 

□ 7?i904. 7>D-KD.yfl9 0 5. D — & — 
9 0 6, Xh^-9 0 7Ht5. 7.hy*J-907 
iZittl-t-y h 9 0 8rfmfrtl2>. ^X/N$rjag^9 0 1 
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x-mm-r^t^izit, im^&^mz&^^-tzy K9 

0 8iCAn<E>*Xfc9X/\l 0 5SrD-y-9 0 6T«<£ 
*SUE*f*«;:*«n-Hay*£9 0 4KiItf. n-K 

^JE^ICi^ffibfcWfeJC. ^XAt&j&fflD* •;/ h 9 0 3 
T^XAl 0 5£#lJi^9 0 1 lcMi£U 1+JTX 7 
^>y-T-5. -eco©-^, r>X/M 0 5 £?X/N883tfflD 
h 9 0 3Tx*Rfc2s$aS^9 0 2 (CjgitU fiBSlC 
OI/ifcx#^^-r^. ^iCfStf. ?X/\10 5£^X 
AJSiMfflatf-;/ f-9 0 3TXy5 1 >y«!lSS9 0 1' I: 10 
DftiUL. f9rficoS;t*t:rxy^>y-f&. Ox. 
A10 5 Srx*^ffla^9 0 2 ' lCj&i£LT, fliKlC 

oiri/tx^Sr^afe-rs. -?-n^e>. ^IA10 5€OI 

/NSBiifflDTti^ h9 0 3TT>D-KD->i7^9 0 5 IZ 

ff^Tf±#$-a-fc®^. n-^-9 0 6TAt7h9 0 

8 iCjf Af5. 

[0 0 7 1] 0 1 5 A«. ?XAj»j£gB 

003) t. &vx./\mmsimizmm-rz>m&<D!i!im 

1 (9oi, 9oi') &£zm£t.<D&!mm& oo 20 

2. 9 0 2' ) £, SSC©P^^^-^>A*- (9 0 4. 

9 0 5) <fc. ^P-y^5 : --V>A*-{C|SSISLfc^J«ill^ 
S (9 0 6) t^ffiA. tt*A«SISBBffie«ISc<Z>D 

•y v r >n- 1 &*%mmmm \zm& u tz o x./\ t> -t 

7h (9 0 8) £ «C?gMnJfigfc¥i5#§S!i£gmTcg> 0 . 

K«as^&wieisgc©«is^»^-rti^-oT-x > > 

ti^>yu 2 %\zmmmwL<D'&®M^v>^-fnfr 
~^mmm'i7tzo£oizistzh<D-v$>z>. 30 

[0 0 7 2] £Ac. Ell 5 AWfisjTti^^-tr-y h^ffl 
t^fcrt*. 0 1 5 B<D<£oizM&t>-£v h&m^Ti>£. 
\,K IP^. 01 5B(t ?X/\igj£gM (9 0 3) eh. 
S->X/NjBii^^(C«^-r-5lSSc0^31^ (9 0 1. 9 
0 1') «S®o-;?ft>A- (9 0 4. 9 0 
5) <h. in yS7 3"r>n-\zm&Vrz*Lm3i%Lmm. 

(9 0 6) ts-tft*.. K^Miisa«HftieiSS5c©D y 

^r>^£R*^£8«£RttUfc»*iffl£ (9 
0 2) tOx./\i3-ty b (9 0 8) ticfg^pjgg&^all 

[0 0 7 3] £<=>lc. »W±. ^BfcSHt&SfiS^&ff 

[0 0 7 4] ±32CD0>J"m. 2(hJWX^^>^ 

SSrS'JWXy^vyffiS^g 0 1 <fc9 0 1 ' £flH>T?T 
tj.-otZt)\ IBJU&JIS9 0 1 (D-^Srfg&lHj^fflu-CfcJ; 
l». X;,?>y&gS<fcLTS'J&$aJS^£fig?;<U h 50 
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[0 0 7 5] ±gfiCD0 1 4 A - 1 4 F tC^T* 

(c) £ffll^T. ^m^^^'JW^^'J-gUT*^. 

Pt/PZT/Pt &£<o«lf 

CD-7X^$rffl^TX-y^>^-r^^telCO^TH 1 6 A 

- 1 6D£#BgLT8aaJlT-5. CL<7>Jt-&. B16ACS 
tPt/PZT/PtK61-6 3£— lelWXy^^^ 
TiaX-rSt, ^«5«Ucr.ne©^6 1 -6 3(D#lglI 
*J^Tx##)»Jtffl^jfifTL. 0 1 6 D\Z7fi-?B&.£%. 

1P"5. 6 4 <D^tmtm*>tl2>&X.-y 

[0 0 7 6] fCt, iffeiftBI (PZT) 6 2 ©TK&e 

?zm& (pj^pt) gi6 i $rx^^>y-r*iimr 

IC. X-^^>y^tf8»rLTx^£*fTO (0 16 
B) . T&<h. PZT/Pti6 2-5 3«^-/1-2l 
gte<*> 3 «tfX-.y^>y£fT&?£. 

01 6Cic^-r«fc5^^^»nten'5. -rwn-s-cD. p 

tBI6 1 V>7—/t-&mt<t> 4 CCT. <f>3< 

<f>4) . *68*BI (PZT) 6 2©±TI: 

ttWUttK©**!: <08*tfP ti61. 6 3) tfMJ$LH 

nx^&tfi. tnzcDr-rt— &m<t> 3. cj>4*w«t-5> 

CtT'feS. 0 1 6D(C7F-T^-/1-^^ 

<*> 5 «k 0 ^-/^-ftflE <f> 4 (±^:# < ^ST€?^>„ 
[0 0 7 7] £0«fc^lC. 1 iaeOTX-yf : ->^*JJ;^ 
OW^C»^^*ICJ;oT, 0 1 6 CIC^-r«k5<C. 

(PZT) 6 2RtK#^ («*J;U£P t) 16 3*^ 
5^— A-ftSA { * 3©. HIM^r-/t-7X 

l^dtlCiO. affl^lC^^T, feX-y5 1 >y^W^ 

- / 1 - ft s * m m.\z is v ^ s. t l % z> z. i t z u -5 . 
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